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|
' NOVEL PHOTOSENSITIVE SILVER HALIDE
~ EMULSION AND METHOD OF PREPARING
R  SAME | |

BACKGROUND OF THE -INVENTION

Silver halide emulsions containing silver halide grains

wherein a grain of an initial halide composition is
formed and then overcoated with one or more other

- halides are known to the art. Such emulsions are dis- .

closed in the patents set forth below.
U.S. Pat. No. 3,317,322 discloses silver halide grams

having high internal sensitivity; said grains comprising a

central core of chemically sensitized silver halide and
an outer shell of silver halide which is chemically sensi-
 tized subsequent to the formation of the outer shell.

10

15

2

erably about 15% or less, as determmed by Coulter
Counter. - |

BRIEF DESCRIPTION OF THE DRAWINGS

FIG. 1 is a x-ray diffraction trace of the grains pre-
pared in Example 1;

FIG. 1A is an e]eetrou mlerograph of the emulsion
prepared in Example 1;

FIG. 2 1s an x-ray dlffractlon trace of the grains pre-
pared in Example 2;

FIG. 2A is an eleetron mlcrograph of the emulsion
prepared in Example 2;

FIG. 3 1s an x-ray diffraction trace of the grains pre-

- pared in Example 3;

FIG. 3A is an electron mlcrograph of the emulsmn

- prepared in Example 3;

- U.S. Pat. No. 3,206,313 discloses silver halide grams '-

having high internal sensitivity; said grains comprising a

- central core of chemically sensitized silver halide and

an outer shell of silver halide wherein the outer shell
may or may not be chemically sensitized. -

British Pat. No. 1,027,146, published Apr 27, 1966, is
directed to a method for forming direct posuwe emul-
sions comprising composxte silver halide grains having a.
narrow particle size distribution composed of a core and

20

'FIG. 4 is an x-ray dlffractlon trace of the grains pre-

pared in Example 4;

FI1G. 4A i1s an electron mlcrograph of the emulsion
prepared in Example 4: |

FIG. 3 1s an x-ray dlffraetlon trace of the grams pre-

- pared in Example J;

FIG. 5A is an electron mlcrograph of the emulsion

| prepared in Example 5;

25

~one or more contiguous layers which differ from each

other in composition. The emulsions are prepared by
forming silver bromlde nuclei by a double jet method
which comprises adding silver nitrate and .an alkali
metal halide to a solution of gelatin at a pAg between 6
and 10. The surface of the thus-formed nuclei grains is

then sensitized by physical or chemical modification of

the grain surface. The thus-sensitized nuclei are then
prowded with one or more layers of silver halide by
carrying out silver halide precipitation at a pAg of

about 9 or more. Although the examples only show .

- silver bromrde as the siliver hallde nuclei it is also stated

~ that other silver hahdes such as sﬂver chlorlde could -

also be employed
The initially formed grams can also be modrfied by

30

35

the method set forth in U.S. Pat. No. 3,622,318, for '

.example, which discloses so-called “cenverted halide
silver grains” which identify silver halide grains formed

bromide and convertlng at least a portion of the grams
to silver bromrde or silver 1od0br0m1de

SUMMARY OF THE INVENTION

The present mventlon is directed to a. monodlsperse
_negatwe-workmg silver halide emulsion wherein the
._.grams possess a relatively hi gh level of internal disorder

50

FIG. 6 is an x-ray dlffractlon trace of the grains pre-

pared in Example 6;

FIG. 6A is an electron mlcrograph of the emulsion

"'_prepared in Example 6;

FIG. 7 is an x-ray dlffractlon trace of the gralns of

| Example 7

FIG. 7A is an electron micrograph of the emulsron

'prepared in Example 7;

- FIG. 8 is an electron mlcrograph of the emu151ou
prepared in Example 8;

FIG. 91s an x-ray dlffractlou trace of the emulsion of
Example 9; |

FIG. 9A is an electron mlcrograph of the emulsron of

Example 9;

FIG. 10 1s an electron mlcrograph of the emulalon-
prepared in Example 10; |

FIG. 11 i1s an electron mlcmgraph of the emulswn
prepared in Example 11; |

FIG. 12 1s an electron mlcrograph of the emuls:on

45- prepared in Example 12;
- at least partly of a silver salt more soluble than silver =~

FIG. 13 is an electron mlcrograph of the emulsron
prepared in Example 13; |
FIG. 14 is an eleetron mlcrugraph of the emulsmn

prepared in Example 14,

- FIG. 14A is an x-ray dlffractlon trace of the grains of

| 'Example 14;

in the crystal structure and uniform habit and which

contain sﬂver chlorobromlde or srlver ehlororodobro-
mide. o

The grains of the novel emulsions of the present in-

“vention are formed by precipitating silver halide in the
| fpresence of a monodlsperse silver chloride seed emul- |
sion having a cubic habit under conditions wherein

substantially none of said silver chloride seed is redis-

-solved and substantlally no additional grains are

- formed. The resulting grains are also monodisperse.

- The term * ‘monodisperse”, as used herein is intended

to refer to a silver halide emulsion having a volume

_volume weighted diameter) uf about 20% or less, pref-

55

FIG. 15 is a series of x-ray diffraction traces of sam-

ples t_ake_u from the emulsion during second stage pre-
cipitation in Example 6;

FIG. 16 is a plot of cos vs 2 sin derived from x-ray
diffraction traces for Examples 1 and 5:

- FIG. 17 1s a model H and D curve.

DETAILED DESCRIPTION OF THE
| INVENTION

For convemence, a number of sensitometric terms |

- employed in the description of the present invention are

defined herewith. The definitions should be considered

~1n conjunction with the model H and D curve for a

65
'welghted grain size coefficient of variation (volume -
- weighted diameter standard deviation divided by mean

color diffusion transfer reflection print in FIG. 17.

The maximum dye density obtained on.

- Dpax
- - a processed film unit without any
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-continued
exposure (height A — C in FIG. 17).

D, The minimum dye density obtained on
a processed film unit with full
exposure (height A — B in FIG. 17).
Toe Speed The log exposure value obtained

on a processed film unit at the
0.75 sample density intercept (log

exposure E in FIG, 17)

The value of the lowest exposure (log
exposure) that produces a sensitometric
slope of 0.40 (log exposure J in FIG.
17)

The slope of the sensitometric curve
obtained by dividing the-single dye
density difference between 4 and 2

of Dp,ax by the log exposure difference
for these two points

Shoulder Speed

Slope

( A sample dye density

A log exposure -

j(?_:.l%)—- = Slope in FIG. 17 )

The antilogrithm of the differences
between the 0.4 log exposure gradients
at the highest and lowest exposures
(antilog of J — H in FIG. 17).

Dynamic Range

It 1s recognized in the art that monodisperse silver
‘halide emulsions generally exhibit excessively high
slopes, relatively slow shoulder speed and possess a
high degree of crystal order. The novel monodisperse
emulsions of the present invention, however, do not
exhibit the above-mentioned generally found high
slopes, possess a relatively high degree of crystal disor-
der and show enhanced shoulder speed without loss of
control of diffusible dye-image forming material in dif-
fusion transfer processes.

. Thus, 1t is believed that the employment of the novel
silver halide emulsions in film units of the type de-
scribed above modify the dye diffusion control aspects
of the dye transfer process to provide the type of dye

image acuity and resolution generally provided by 40

monodisperse emulsions in combination with the type
of shoulder speed and curve shape generally provided
by polydisperse emulsions.

The novel silver halide emulsions are negative-work-
ing, monodisperse silver chlorobromide or silver chlo-
roiodobromide emulsions possessing a relatively high
degree of crystal disorder and a uniform crystal habit, as
determined by peak broadening of the x-ray diffraction
trace. It is also believed that the peak broadening of
x-ray diffraction trace may indicate that the halides are
distributed throughout the grain in a non-uniform man-
ner. Even though the emulsion is formed using a seed
emulsion, which is predominantly silver chloride, and a
substantial amount of the silver chloride is retained in
the grain, there is no detectable sharp boundry between
the seed grain and the silver halide subsequently precip-
itated in the presence of said seed grains. In other
words, the emulsions of the present invention are not
layered or so-called core-shell emulsions.

The seed silver chloride emulsion is preferably pre-
pared by precipitating silver chloride from silver nitrate
and an alkali or ammonium chloride under conditions
which provide an excess of silver ions, i.e., at a con-
trolled pAg of about 2.5 to 6 and a pH of less than about
7. In a preferred embodiment the precipitation is carried
out at a pAg of about 4 and a pH of about 5.6

It 1s necessary that the silver chloride seed not be
prepared at a pAg of above about 2.5 to avoid reduction

10
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4

sensitization. At a pH above 7 reduction sensitization
may OCCUT.

In a preferred embodiment, the seed emulsion is not
removed from the vessel in which it is formed. The

second precipitation can follow the formation of the

seced emulsion preparation almost immediately and
without washing. In fact, it is believed that additional

speed 1s obtained if the seed emulsion is not washed
prior to the second stage precipitation.

In an alternative embodiment, the silver chloride seed
emulsion is prepared in the presence of radiation actinic
to said silver chloride. A further increase in speed may
be obtained employing a seed silver chloride emulsion
prepared in this manner.

In the second stage precipitation, silver nitrate and
water-soluble halide salts are added by a double jet
procedure under pAg conditions which do not permit
substantial redissolving of the silver chloride seed emul-
sion; i.e. between about 2.5 and about 10.5. Preferably,

‘precipitation is carried out at a pAg of about 7 to 9. The

initially-formed seed grain grows to provide the desired
grain size while the halides are being redistributed in the
grain during grain growth. The aforementioned crystal
disorder is introduced during this stage.

During the second stage precipitation, there may be
some slight loss of chloride ion from the grain but sub-
stantially no seed grains are dissolved nor are new
grains formed.

It should be understood, however, that there also
may be some slight loss of chloride from the grain dur-
ing floccing or ultrafiltration of the emulsion if these
steps are carried out in the presence of bromide ion.

It should be noted that a seed emulsion other than
predominantly silver chloride, e.g., silver bromide, does
not provide grains possessing the disorder obtained by
the method of the present invention. Such emulsions
prepared with seeds other than silver chloride exhibit
properties found in conventional monodispersed emul-
sions such as high slopes and low shoulder speeds.

The enhanced shoulder speed found in the emulsions
of the present invention is believed to be obtained by the

~ crystal disorder in the grains and non-uniform halide

45

50

35

60

65

distribution produced by the novel method of the pres-
ent inventton. It is believed that the disorder is provided
by the rearrangement of the chloride of the seed grains
during the subsequent precipitation of the silver bro-
mide or silver iodobromide. The aforementioned rear-
rangement 15 not accomplished by redissolving and
reprecipitating of the silver halide but rather by a solid
state rearrangement. Thus, by means of the present
invention an unstable crystal condition is produced.
Care must be taken subsequent to grain formation to
prevent annealing which would result in the loss of
disorder in the grain or which would permit the chlo-
ride to exchange with bromide or iodide in the environ-
ment surrounding the grain. Thus, the emulsion should
not be subjected to temperatures above those which
would maintain the emulsion in the solid state for any

appreciable length of time to avoid annealing. After

washing and during extended storage, the emuision
should be maintained in an appropriate chlorobromide
environment as determined by the chioride content of
the grain and temperature at which it is held to prevent
chloride loss from the grain.

The crystal disorder is measured by x-ray diffraction
examination of the grain. The relative internal disorder
in the silver halide grains is measured by the amount of
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.. peak broademng In the x- ray diffraction traces. Thus, an

x-ray diffraction trace for pure silver chlorlde would

show a distinct peak at about 5.549 A and, for .pure
silver bromide at about 5.775 A A core-shell emu151on
would be expeeted to show an x-ray diffraction trace
with two distinct sets of peaks; one doublet for the

halide in the core and one doublet for the halide in the
~ shell. In the present invention, however, no separate

~ peaks for the individual silver halides are found, but

analysis shows a substantial amount of eh]orlde 1S in the
crystal. . |

~ The crystal dlsorder of the grains of the present. in-
- vention can be quanttﬁed by measuring the amount of
 peak broademng of the x-ray diffraction traces. By plot-
ting B cos 0 vs 2 sin 0, where 8 is the breadth of the

10

15

peak (at half—helght) at the Bragg angle 6, a stralght line

with a slope proportional to internal disorder is ob-
tained. Emulsions of the present invention have a crys-
tal disorder as measured by a 8 cos 8 vs 2 sin 6 slope
- plot equal to or greater than 2 times the sIOpe for a pure
| sﬂver bromide crystal. |

For additional details on x- ray dlffraetlon examina-
| --tlon of crystals and determlnatlon by Bragg angle, see
- for example, Elements of X-Ray Diffraction by. B. D.
Cullity, Ist Edltlon, Addlson Wesly, IReadmg, Mass

- (1956) Chapter 9.

~ Preparation of the emulsions for X-ray diffraction
- examination was carried out by separatmg and cleans-

" ing the silver halide grams with enzymes, eentrlfugmg-

and washmg the grams and col]eetlng them on a filter

surface.” |

" As stated above, the seed emu151on is at least 51%
,sﬂver ohlorlde and may include other halides. Prefera-

- bly, the seed is 100% silver chloride. Thus, the compo-
“sition of the seed grain may comprise 51 to 100% chlo-

ride, 0 to 49% bromide and 0 to. 49% iodide. Any com-

B _'bmatlon of halides may be preelpltated on the seed
- grains durmg the second stage precipitation and prefer-

. ably comprises 75 to 100% bromide, 0 to 20% chloride
and 0 to 20% iodide. The chloride precipitated on the

- seed grains must be less than the chloride content of the.

seed grain. It is preferred that the second stage precpita-
tion contain iodide, and more iodide than the seed

~grains in order to provide the dye diffusion control

~ referred to above. It can be readily seen that, within the

- tent of each halide can be varied over a relatwely wide
range. |

" The halide content of the finished grains depends to

some degree on the size of the grains and the ratios of

~ halides precipitated during the second stage. For exam-

20

25
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‘that is, during contact of said emulsion with the aquecus

alkaline processing composition.
Film units and processes of the present invention may

- be conveniently described with respect to dye develop-
—ers although it will be understood that other forms of

dye image-forming materials may be employed in the
present invention. The emulsions of the present inven-
tion are also suitable for use in black and white film
units and conventional color and black and white tray
development.

A dye developer which is well known in the art and

which acts as both a developer and as an image-forming

dye is associated with its appropriate silver halide emul-
sion; for example, a cyan dye developer associated with
a red-sensitive silver halide layer; a magenta dye devel-
oper associated with a green-sensitive silver halide

- emulsion layer: and a yellow dye developer associated

with a blue-sensitive silver halide emulsion layer. Be-
fore oxidation, the dye developer would be insoluble in
water but soluble in aqueous alkali. A dye developer
undergoing oxidation as a resnlt of development of
exposed silver halide would be immobilized and the
remaining unoxidized dye developer would diffuse to

the dyeable image-receiving layer produemg a positive

image therein.
To provide rapid transfer of unoxidized dye devel-

~.oper and to minimize unwanted interactionsin the nega-

30

35
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45
- parameters specified, the sequence of addition and con-

50

‘ple, the larger the grain is, the lower the chloride con-

tent, assuming that no chloride is precipitated in the

second stage. In a preferred embodiment, the finished

~ grains eontam about 60-95% Br 1 40% Cl and 0--20%
1.

35

Emulsmns of the present invention are partleularly-.'

- suitable for use in photographic film units which com-

prise at least a first photosensitive silver halide emulsion

- layer having associated therewith a dye image-forming
material, preferably a dye developer which is soluble

' - and diffusible in alkali as a function of the exposure and
~ development of the silver halide emulsion layer, and a
- - polymeric layer dyeable by said dye 1mage-prov1d1ng

‘material wherein said dyeable polymeric layer is at least
in superposed relationship with said photosensitive ele-
ment after exposure of said element and during process-

60

o ing of the exposed photosensxtwe silver halide emulsion, -

tive, it is preferred that the unoxidized dye developer

pass through the associated silver halide emulsion layer

as rapidly as possible. Therefore, the silver halide

should be rapidly developable to immobilize the dye

developer in exposed areas before it passes through the
controlling emulsion layer.

The following non-limiting examples illustrate the
present invention. In the following examples, where the
emulsions were prepared in white light, the white light
intensity was measured with a Techtronix J-16 digital
photometer using a J-6502 probe. The grain habit was
ascertained by electron microscopy and volume
weighted diameter (mean volume diameter, MVD) by
Coulter Counter. In all examples, Solution 2 was regu-
lated to maintain the indicated pAg set point. The x-ray
diffraction traces shown in the following examples indi-
cate the typical peak placement and width but they may

show different diffraction angles as described by Miller
indices (h X, 1) |

| EXAMPLE 1 (CONTROL)
Silver bromlde conventional monodisperse emulmon

3N silver nitrate in distilled water
3N potasstum bormide in dtstllled
water

Solution 1
- Solution 2

Solutions 1 and 2 were simulteﬁeously jetted mto an
agitated 2 liter aqueous solution containing 54 g of pho-
tographically inert gelatin with a concentration of 0.1%

‘ammonium hydroxide at a pAg set point of 7.0, a pH of

about 5.6, and a temperature of 42° C. Solution 1 was
added for 105 minutes at an average flow rate of 44
g/min to produce a silver bromide crystal with a MVD
of about 0.79 um. The emulsion was washed, additional

- gelatin added to produce a gelatin/silver ratio of 0.5 and
65

the emulsion was chill set at 20° C. FIG. 1 is the x-ray
diffraction trace of the grains prepared in Example 1.
The cubic habit was ascertained by eleetron micros-
copy as shown in FIG. 1A. |
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EXAMPLE 2 (CONTROL)

Silver chlorobromide conventional monodisperse
emulsion

3N silver nitrate iﬁ distilled water
3N potassium halides (15% KC), 85%
KBr) in distilled water

Solution i
Solution 2

Solutions 1 and 2 were simultaneously jetted into an 10

agitated 2 liter aqueous solution containing 51 g of pho-
tographically inert gelatin at a pAg set point of 4, a pH
of about 5.6 and a temperature of 42° C. Solution 1 was
added for 366 minutes at an average flow rate of 13
g/min to form a stlver chlorobromide crystal with a
MVD of about 0.98 um. The emulsion was washed;
additional gelatin added to produce a gelatin/silver
ratio of 0.5 and the emulsion was chill set at 20° C. FIG.
2 is the x-ray diffraction trace of the grains prepared in
Example 2. The cubic crystal habit was ascertained by
electron microscopy as shown in FIG. 2A.

15

20

Cl/Br
Aim composition 15/85
Wet chemical analysis 11/89
X-ray diffraction 13/87

~EXAMPLE 3

| 30
Silver chloride monodisperse seed emulsion
(lluminated during precipitation)
Solution ! IN silver nitrate in distilled water 35
- Solutton 2 IN potassium chloride in distilled

water

. Solutions I and 2 were simultaneously jetted into an
agitated aqueous solution of 20 liters containing 405 g of 40
photographically inert gelatin at a temperature of 42° C.

at a pAg set point of 4 and a pH of about 5.6 under white
light conditions. The light was left on during the entire
jetting time of 570 minutes. The irradiation was about

80 pwatts/cm? over a surface area of 720 cm? with a 150 .
watt Sylvania EXCEL LINE incandescent bulb. Solu-
tion 1 was jetted for 570 minutes at an average flow rate
of 55 g/min to form a silver chloride emulsion with a
MVD of about 0.78 um. The emulsion was washed;
additional gelatin added to produce a gelatin/silver
ratio of 0.5 and the emulsion was chill set at 20° C. FIG.
3 is the x-ray diffraction trace of the grains prepared in
Example 3. The cubic habit was ascertained by electron
microscopy as shown in FIG. 3A.

EXAMPLE 4
Silver chloride monodisperse seed emulsion

50

33

3N silver nitrate in distilled water
3N potassium chloride in distilled
“water

Solution 1
Solution 2

60

Solutions 1 and 2 were simultaneously jetted into an
agitated aqueous solution of 2 liters containing 52 g of
photographically inert gelatin at a pAg set point of 4.0, 65
a pH of about 5.6 and a temperature of 42° C. in the
dark. Solution 1 was jetted for 411 minutes at an aver-
age flow rate of 43 g/min to form a silver chloride

8

crystal with a MVD of about 0.79 um. The emulsion
was washed; additional gelatin was added to produce a
gelatin/silver ratio of 0.5 and the emulsion was chill set
at 20° C. FIG. 4 is the x-ray diffraction trace of the
grains prepared in Example 4. The cubic habit was
ascertained by electron microscopy as shown in FIG.
4A.

EXAMPLE 5

Silver chlorobromide high disorder minodisperse
emulsion

3N silver nitrate in distilled water
3N potassium bormide in distilled
water

Solution 1
Solution 2

Solutions 1 and 2 were simultaneously jetted into an
agitated aqueous suspension containing 18.5 Kg of a
0.78 um AgCl seed prepared according to the proce-
dure of Example 3. The silver concentration of the seed
was 75 mg/g of emulsion. The gelatin concentration of
the seed was 37.5 mg/g of emulsion. The pH was about
3.6 and the batch temperature was 42° C. Solution 1 was

25 jetted for 90 minutes at a pAg set point of 4.0 with an

average flow rate of about 40 g/min. The pAg set point
was readjusted to 8.5 and the flow rate of Solution 1
was increased to about 78 cc/min without stopping.
This flow rate continued for an additional 278 minutes.
The crystals were grown to a MVD of about 1.17 um.
The emulsion was washed; additional gelatin was added
to produce a gelatin/silver ratio of 0.5 and the emulsion
was chill set at 20° C. FIG. § i1s the x-ray diffraction
trace of the grains prepared in Example 5. The regular
habit was ascertained by electron microscopy as shown

in FIG. 5A.
Cl/Br
Aim composition 29/71
Wet chemical analysis 18/82
X-ray diffraction 8/92
EXAMPLE 6
Silver 1odochlorobromide high disorder monodisperse
emulsion

Solution 1 3N silver nitrate in
distilled water .
Solution 2 3N potassium bromoiodide

1% K1, 99% KBr) in distilled
- water

Solutions 1 and 2 were simultaneously jetted into an
agitated aqueous suspension containing 2.4 kg of the
silver chloride seed crystals prepared according to the
procedure of Example 4 at a temperature of 42° C. and

-a pH of about 5.6. The silver concentration of the seed

was 287 mg/g of emulsion and the gelatin concentration
was 144 mg/g of emulsion. The Solution 2 was jetted
for 360 minutes with a pAg set point of 9.2 at an average
flow rate of 10 cc/min to produce silver halide crystals
with an MVD of 2.25 um. The emulsion was washed;
additional gelatin was added to produce a gelatin/silver
ratio of 0.5 and the emulsion was chill set at 20° C. FIG.
6 i1s the x-ray diffraction trace of the grains prepared in
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Example 6. The regular hablt was ascertamed by elec-
tron mlcroscc)py as shown in FIG GA -

" 1/Cl/Br 5
©07/25/743

0.7/18/82.3
—/15/85

“Aim composition’
‘Wet chemical analysis
X-ray diffraction

10
EXAMPLE 7 |

| Sllver 1od0ch10r1de high disorder monodlsperse
- ~emulsion

15

3N silver nitrate in distilled water
3N potassium chlornde n dlStlllEd
water |
. 3N potassium halide in distilled
" water (1% KI, 99% KBr)

- Sclution 1
Solution 2

~ Solution 3

This emulsmn was made in consecutive growth
stages without- washlng or removal of the intermediate
- emulsion stages. Solutions 1 and 2 were simultaneously
-' jetted into an agitated aqueous 2 liter solution contain-
ing 100 g of photographically inert gelatin at 45° C.ata
pAg set point of 4.0 and a pH of about 5.6. Solution 1
~ was _]etted for 371 minutes at an average flow rate of 44

g/min to produce a silver chloride seed emulsion with a
‘MVD of about 0.70 um. The jets were turned off, and 1
15 liters of 10% gelatin solution preheated to 45° C.

235

~ were added to the system and agitated for about- 10

minutes. Then. Solutions 1 and 3 were 51multaneously_
jetted into the agitated vessel. Solution 1 was jetted for

- an additional 285 minutes at an average flow rate of 133 35
g/min to produce a silver halide emulsion with a MVD

of 1.15 um. The emulsion was washed; additional gela-

tin was added to. produce a gelatin/silver ratio of 0.5
and the emulsion was chill set at 20° C. FIG. 7 is the
x-ray diffraction trace of the grains prepared in Exam-
| ple 7. The regular habit was ascertained by electron
N mlcmscopy as shown 111 FIG. 7A. -

I/Cl/Br
Aim composition .- BN V7775 R
- Wet chemical analysis - 0.9/20/79.1
' EXAMPLE 8§ 50

o Sllver 1odochlombrom1de hlgh disorder monodlsperse |
- emulsion (1% 10d_1de, 6% chloride, 93% bromide)

~ Solution1 3N silver nitrate in distilled water 33
 Solution2 =~ 3N potassium chlonde in distilled |
- - water
~ Solution 3 3N potassium halide in dlstllled
o - water (1% KI, 999% KBr)
60

- This emulsion was prepared -in two consecutive
growth stages without washing or removmg the emul-

sion from the making vessel. - -
~ Solutions 1 and 2 were smultaneously Jetted into an

~ agitated solution of 20 liters containing 500 g of photo- 65

~ graphically inert gelatm at a temperature of 42° C. ata

' pAg set point of 5. 3 and a pHof about 5.6 under white
light during the entire jetting time. The light source was

4,339,532
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30

the same as in Exampié 3. Solution 1 was jetted for 375

Immutes with an average flow of 50 g/min.

The average light intensity was 80 wwatts/cm2over a
surface area of 720 cm2. The silver chloride grains had

a MVD of about 0.6 um. At this time the addition of
Solution 2 was stopped, the white light was turned off,
and Solution 3 was turned on. Solution 1 was jetted for
420 minutes with an average flow rate of 102 g/min at
a pAg set point of 8.8 to produce a emulsion having
grains with a MVD of about 1.54 um. The emulsion was

washed; additional gelatin was added to produce a gela-

| tln/sﬂver ratio of 0.5 and the emulsmn was chill set at
20° C.

FIG 8 is an electron micrograph- of the emulsion
p_repared in Example 8. |

EXAMPLE 9

Monodisperse iodochlorobromide annealed emulsion

Solution 1
Solution 2 -

~ 3M silver nitrate in distilled water
- 3M potassium halide (0.5% K1,
99.5% KBr) in distilled water

~ Using the procedure in Example 3 a silver chloride

first stage (seed) emulsion was prepared having a MVD
‘of about 0.38 um. The emulsion was washed and addi-
~tional mert gelatin was added to bring the gelatin to
silver ratio to 0.—5. The emulsion was then chill set at 20°

C. .
- Solutions 1 and 2 were smultaueously jetted into the
agitated 42° C. aqueous 2 liter suspension containing 1.1
Kg of the 0.38 um AgCl seed emulsion. The silver
concentration of the seed emulsion was 94 mg/g and the
gelatin concentration was 37. mg/g. At a pAg set-point
of 8.5, and a pH of about 5.6, Solution 1 was added atan
average flow rate of 6.3 g/min for 567 minutes. After
510 minutes, 240 g of a 28% ammonium hydroxide
solution was added to the growing emulsion. At 567
minutes, the jetting was stopped and at 610 minutes the

“ammonium hydroxide containing solution was neutral-

1zed to a pH of 7. Agitation continued for an additional.
18 hours at 42°. The emulsion was then washed; addi-
tional gelatin was added to produce a gelatin/silver
ratio of 0.5 and the emulsion was chill set at 20° C.
Examining the x-ray diffraction traces of Examples 1,

2, and 3, it will be seen that definite peaks (well resolved

doublets) are seen in FIGS. 1, 2, and 3 indicating an

- ordered crystal of AgBr, AgCIBr and AgCl, respec-

tively. It should be noted that the procedures set forth

‘in Examples 1, 2 and 3 constitute procedures for prepar-
ing conventional monodisperse emulsions. That the

~ emulsions are monodisperse can be seen in the photomi-
crographs (FIGS. 1A, 2A and 3A). |

By contrast, emulsions of the present invention, as

- prepared in Examples 5, 6 and 7, show x-ray diffraction

traces with extensive line broadening (FIGS. 5, 6 and 7)

1i.e., the diffraction peaks are not well-defined indicating

unexpected extensive disorder and possibly non-
uniform halide distribution in the crystal which contrib-

“ute to increased speed and other advantages not found

In prior art monodiSperse emulsions. That the emulsions
are monodisperse is shown in the photemicrographs

(FIGS. 5A, 6A and 7A).

Example 3 details the preparatlon of a seed silver

chloride emulsion. FIG. 3 is the x-ray diffraction trace

of the grains prepared in Example 3 and shows the

- well-resolved doublets one would expect from a crystal
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with an ordered structure. The uniformity of grain size
and habit is shown in the photomicrographs (F1G. 3A).
It should also be noted that Example 3 describes the
preparation of a seed emulsion under white light illumi-

nation. |
To further demonstrate the effects obtained by crys-

tal disorder in the grain, an emulsion was prepared in
Example 9 according to the procedure of the present
invention, except that during the final stages of grain
growth, the grains were annealed in the presence of
ammonium hydroxide by holding the emulsion 1n a
liquid state at a temperature in excess of 36° C. for 18
hours. Reference to the x-ray diffraction trace (FIG. 9)
shows the well-resolved doublet, typical of a conven-
tional monodisperse emulsion having an ordered crystal
structure. The annealing has resulted in reorientation of
the chloride in the crystal, releasing the unstable crystal
condition and producing a more ordered crystal struc-
ture and uniform halide distribution. FIG. 9A show the

grain habit and size.

EXAMPLE 10

High disorder monodisperse iodochlorobromide
emulsion

This emulsion was made in two consecutive growth
steps without an intermediate washing step following
the procedure of Example 7. The seed emulsion had a
MVD of about 1.06 pum and the emulsion after the sec-
ond stage had a MVD of about 1.56 um. The regular
“habit of the emulsion is shown by the electron micro-
graph in FIG. 10

Examples 11 and 12 illustrate the preparation of rela-
tively large grain sizes and Example 12 also illustrates
the use of chloride in Solution 3.

EXAMPLE 11

| High disorder monodisperse silver halide emulsion
(36% chloride, 64% bromide)

Solution 1 IN silver nitrate in distilled water

Solution 2 3N potassium chloride in distilled
water

Solution 3 3N potassium bromide in distilled
water

This emulsion was made in two consecutive non-
interrupted stages according to the procedure of Exam-
ple 8. The first stage emulsion was prepared using Solu-
tions 1 and 2 to provide grains having a MVD of about
1.19 pm. In the second stage the grains were further
~ grown using Solutions 1 and 3 to provide grains having
a MVD of about 2.68 um. Inert gelatin was added to
bring the gelatin to silver ratio to 0.5 and then the emul-
sion was chill-set at 20° C. The regular habit of the

emulsion 1s shown in FIG. 11.
EXAMPLE 12
High disorder monodisperse iodochlorobromide
emulsion

Solution 1 3N silver nitrate in distilled water
Solution 2 3N potassium chloride in distilled

| water |
Solution 3 3N potassium halide (1% K, 5% KC],

94% KBr) in distilled water

This emulsion was made in two consecutive non-
interupted stages according to the procedure of Exam-
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12

ple 8. In the first stage, Solutions 1 and 2 were simulta-
neously jetted to produce silver chloride seed grains
with a MVD of about 1.19 um. In the second stage,
Solutions 1 and 3 were jetted to produce grains having
a MVD of about 2.68 um. The emulsions were washed
and then photographically mnert gelatin was added to
produce a gelatin to silver ratio of 0.5 and then the
emulsion was chill set at 20° C. The regular habit of the
final emulsion is shown by the electron micrograph in
FI1G. 12. |

EXAMPLE 13

Conventional monodisperse iodobromide emulsion

3N silver nitrate in distilled water
3N potassium halide (0.5% K1,
99.5% KBr) in distilled water

Solution 1
Solution 2

This emulsion was prepared using the procedure of
Example 1 with a pAg set point at 5.5 and a pH at about
5.8 for a time sufficient to grow the grains to a MVD of
about 1.33 um. The emulsion was washed and addi-
tional gelatin was added to adjust the gelatin to silver
ratio to 0.5 and then the emulsion was chill set at 20° C.
The electron micrograph of this emulsion is shown in
FI1G. 13.

EXAMPLE 14

Conventional polydisperse single-jet emulsion

0.5N silver nitrate in distilled
water

Solution 1

Solution 1 was preheated to 29° C. and jetted into an
agitated 28.5 | aqueous solution containing 184 g of inert
gelatin; 4677 g of potassium bromide and 488 g of potas-
sium 10dide at 42° C. for 25 minutes at a flow rate of
2200 g/min to produce an emulsion with grains having
a MVD of about 1.53 um. The emulsion was washed,
additional gelatin added to provide a gelatin to silver
ratio of 0.5 and then chill-set at 20° C. FIG. 14 shows an
electron photomicrograph of the emulsion from Exam-
ple 14. FIG. 14A shows the x-ray diffraction trace of
the emulsion prepared in Example 14. '

The emulsions of Example 8, 10, 13 and 14 were
given the same chemical sensitization and were evalu-
ated by coating over a base carrying 700 mg/m? of a
cyan dye developer at a coverage of 1350 mg/m? of
silver. The thus-formed negatives were exposed to a
step tablet using white light, and processed with the
processing composition set forth below and an image-
receiving element from a Polaroid SX-70 film unit (Po-
laroid Corporation, Cambridge, Mass.) to form a reflec-
tion print by passing the negative and image-receiving
element, with the processing composition spread there-
between, between laboratory rollers having a 2.6 mil

- &4ap-

PROCESSING COMPOSITION

Weight %
Potassium hydroxide 4.0
N-phenethyl-a-picolinium bromide 1.3
(50% solution in water)
Sodium carboxymethyl hydroxyethyl cellulose 1.72
Titantum dioxide 34.5
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PROCESSING COMPOSITION

- R . Weight %
Benzotriazole- -~ = ¢ - L 08"
6-methyl-5-bromo- 4 azabenzrmldazole o - 0.02

L 57.;'66 e

The sensnometrlc data reported in Table 1 was col-
lected with a recording densitometer measured through
the transparent cover of the t lmage-recewmg element. -

TABLE 1
" Mean
Vol- -
. ume ' o |
- Dia- -' - Shoul- | o
Exam- meter . der Toe _ | . Dynamic
8 154 198 340 . 284 018 ° 149 - 240
10 - .56 230 - 348 238 0.21 - 145 =  60.1
- 13 1.33° 187 276 249 - 014 3.86 8.7
- (Con- B S e I :
14 153 214 318 251 015 203 285
. (Con- - S e T 2
" trol)

| Compared to Examples 8. and 10 the conventlonal
) _'._monodlsperse emulsion of Example 13 while shghtly
‘smaller in grain size, shows a much lower D%, a sig-

- nificantly lower shoulder speed, very high slope and

very small dynamic range. Table 1 also shows that the
“novel monodisperse emulsions of the present invention
‘exhibit the high shoulder speed low slope and long
dynamic range usually found in polydlsperse emulsrons
'(Example 14). -

The followmg examples were prepared to show the

of the present invention employing a silver chloride

seed emulsion prepared in the presence of whlte llght
| 111ummatlon | o

EXAMPLE 15
- ngh dlsorder chlorobronnde monodlsperse emulsmn

5 I
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~ -continued

water
3N potassium bromide in distilled

- -_'.So_lution 3

~ The seed emulsion was prepared with white light

illumination by Jettlng Solutions 1 and 2 to provide an
~emulsion with grains having a MVD of about 0.33 um.

The - illumination employed was - about 41,400
uwatts/cm?2 over an area of 153 cm? with an initial batch
volume of 2 liters and a final batch volume of about 30
liters. The emulsion was then washed and set up at 20°
C. The illumination during the seed preparatlon was

provided by a 275 watt RS Sun lamp for 210 min. The

second stage Solutions 1 and 3 were employed to pro-. .

duce an emu]smn with grains hawng a MVD of about
0. 61 pm.

EXAMPLE 17

High disorder monodisperse chlorobromide emulsion

- Solution 1 - ‘3N silver nitrate in distilled water
- Solution 2, 3N potassium chlorlde in distilled
S water
~ Solution 3 3N potassium bromide in distilled

- water

The first stage of the emulsmn was prepared accord-
ing to the procedure of Example 4 without illumination

by employmg Solutions 1 and 2 to produce an emulsion

with grains having a MVD of about 0.33 pm. The total
volume of the emulsion at this time was about 30 liters.
The agitated emulsion was then illuminated with about
41,400 uwatts/cm2 over an area of 153 cm? for 210
minutes using a 275 watt RS sun lamp. This 111u1n1_natlon
was carried out according to a procedure disclosed in
British Pat. No. 1,027,146 published Apr. 27, 1966. The
second stage employed the thus-irradiated emulsion as a
seed and followed the procedure of Example 6. Solu-

- tions 1 and 3 were employed to produce an emulsion

with grains having a MVD of about 0.51 wm. The emul-

- sion was washed, additional gelatin added to produce a

. —__-.._________________________45

- Solution 1+ ‘3N silver nitrate in distilled water
. Solution2 . - 3N potassium chloride in distilled
S  water

Solution 3. 3N potassrum bronnde in dlstllled

) Followmg the procedure of Example 4a srlver chlo-
ride seed was made by Jettlng Solutions 1 and 2 to pro-
duce an emulsion with grains havmg a MVD of about

- 0.37 pm. This seed was washed and chill-set at 20° C.

‘The second stage of the emulsion was prepared by the

- procedure of Example 6 employlng Solutions 1'and 3 to

~ produce an emulsion with gralns havrng a MVD of
| about 0.68 pm. | | |

EXAMPLE 16

ngh dlsorder monodlsperse chlorobromlde emulsmn
- This emulsion was made employing the procedure of

30

55 -

gelatin to silver ratio of 0.5 and the resultmg emulsion

was chill set at 20° C.
- These emulsions of Examples 15, 16 and 17 were
evaluated by the same. procedure as described above

- using the described cyan monochrome, processing com-

posrtlon and procedure The shoulder speeds are set

forth i In Table 2.

TABLE 2
Example 15 | 1.94
‘Example 16 1.96
- Example 17 1.11

From the foregoing it will be noted that the emulsion

“having a seed prepared in white light (Example 16) has
- aspeed substantially the same as the emulsion prepared
60

entirely in the dark (Example 15), while the emulsion
having the seed prepared in the dark and exposed to

- white light subsequent to preparation shows a signifi-

- Example 3 for the first stage and the procedure of Ex— |

ample 5 for the second stage.

3N silver nitrate in distilled water
3N potassium chloride in distilled

Solution 1°
- So]ution-Zﬁ .'

65

cant speed loss by comparison (Example 17).
FIG. 13 is an x-ray diffraction trace of the emulsion

‘prepared according to the procedure of Example 6
wherein the emulsion was sampled for x-ray diffraction
analysis at the indicated periods of time during the sec-

- ond stage precipitation. The bottom trace is the seed
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emulsion of Example 4 showing the silver chloride
doublets as well-defined peaks. The 60 minute sample

shows extensive line broadening to the extent that the

Bragg angle cannot be determined. However, some line
broadening is seen in the silver chloride reflection area,

e.g., 112.68°, It 1s believed that this very broad and
diffuse pattern is due not only to crystal disorder but
also to a gradation of chloride concentration from the
center of the growing grain to the surface. In subse-
quent samples, the continued extensive disorder is ob-
served. Although no well defined peaks are formed, the
calculations of the Bragg angle show the bromide con-
tent is increasing. In none of the subsequent samples is a
well-defined silver bromide or silver chloride peak
found.

As indicated above, the crystal disorder in the grains
prepared by the procedure of the present invention can
be quantified by plotting 8 cos 8 vs 2 sin 8. FIG. 16 is
a graph showing the plots of 8 cos 8 vs 2 sin 8 for
Examples 1 and 5. The relatively flat slope of Example
1, a prior art monodisperse emulsion, indicates the
grains are relatively strain-free whereas the steep slope
of Example 5, 3.7 times the slope of Example 1, shows
extensive crystal disorder. |

The final grain size of the emulsions of the present
invention ranges from about 0.3 um to 3.0 um. Prefera-
bly, seed emulsions having grain sizes of 0.15 um to 2.0
um are employed.

As stated above, the stlver halide emulsions of this
invention are particularly useful as negative working
emulsions. They may be chemically sensitized, optically
sensitized, coated, stabilized, etc., in the same manner
and with the same reagents and aids as conventional
negative working silver halide emulsions.

What is claimed is:

. 1. A method for forming a monodisperse, negative-
working silver halide emulsion comprising silver chlo-
robromide or silver iodochlorobromide wherein said
-grains have a relatively high level of internal disorder in
the crystal structure and a uniform habit which com-
prises precipitating silver halide in the presence of a
monodisperse, predominantly silver chloride seed emul-
sion having a cubic habit under conditions wherein
substantially none of the silver chloride is redissolved
and substantially no additional grains are formed.

2. The method as defined in claim 1 wherein said
precipitation is carried out at a pAg of between about 7
and 9.

3. The methed as defined in claim 1 wherein said seed
- emulsion 1s prepared by precipitating silver chloride at

a pAg of about 2.5 to 6 and a pH of less than about 7.

4. The method as defined in claim 3 wherein said pAg
1s about 4 and said pH is about 5.6.

S. The method of claim 3 or 4 wherein said seed
emulsion i1s not removed from the vessel in which it is
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formed and said precipitation of silver halide is carried

out substantially immediately.

6. The method of claim 1 wherein said silver halide
precipitation is carried out in the presence of an un-
washed seed emulsion.

7. The method of claim 1 wherein said seed emulsmn
is prepared under radiation actinic to silver chloride.

8. The method of claim 1 wherein the halide of said
seed emulsion comprises about 51-100%. chloride,
0-49% bromide and 0 to 49% iodide, and the halide
content of said silver halide precipitated in the presence
of said seed comprises 75 to 100% bromlde 0 to 20%
chloride and 0 to 20% iodide.

9. The method of claim 8 wherein the halide of the
seed emulsion is 100% chloride.

10. The method of claim 1 wherein said seed emulsion
ranges from about 0.15-2.0 um.

11. A method for forming a2 monodisperse, negative-
working silver halide emulsion comprising silver chlo-

-robromide or silver iodochlorobromide grains wherein

said grains have a relatively high level of internal disor-
der and a uniform habit in the crystal structure and
which comprises the steps of precipitating predomi-
nantly stlver chloride grains at a pAg of about 2.6 to 6
and a pH less than about 7 and then precipitating silver
halide in the presence of said silver chloride grains
under conditions wherein substantially none of the sil-
ver chloride is dissolved and substantially no additional
grains are formed. |

12. A monodisperse, negative-working silver halide
emulsion comprising silver chlorobromide or silver
1odochlorobromide grains having a relatively high de-
gree of crystal disorder and uniform habit wherein said
crystal disorder measured by determining the Bragg
angle for said grains and plotting 8 cos 6 vs 2 sin 6,
wherein 8 is the breadth of the peak (at half-height) at
Bragg angle 6, provide a plot having a slope at least 2

times the slope plotted for a silver bromide grain

wherein said emulsion is maintained at a temperature
and in a chlorobromide environment as determined by
the chloride content of said gralns to prevent chloride
loss from said grains.

13. The emulsion of claim 12 wherein said slope is at
least 3 times the slope for a silver bromide grain.

14. The emulsion of claim 12 wherein the halide con-
tent of said grain comprises about 60-95% bromide;
about 1-40% chloride and about 0-20% iodide.

15. The emulsion of claim 12 wherein said grains
range from about 0.3-3.0 um.

16. The emulsion of claim 12 wherein a dye image
providing material is associated with said emulsion.

17. The emulsion of claim 16 wherein said dye image

forming material is a dye developer.
x k * x :
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